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(54) Compound semiconductor and thin film solar cell 

(57) This invention provides a compound semicon- 
ductor which can be used for an absorbing layer of a 
thin-film solar cell. The compound semiconductor is 
characterized in that it belongs to a lS2m space group, 
with a stannic structure and is represented by the for- 
mula Cu 2 .3x(ln 1 -YGa Y )2 + x(Se 1 . z Sz)4 (0<X<0.5, 0siYS1, 
0^2^0.5). It has a larger band gap than the correspond- 
ing compound semiconductor having a chalcopyrite 
structure. 
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Description 

This invention relates to a compound semiconductor that may be used for photovoltaic power generation in a thin- 
film solar cell. More particularly, this invention relates to a compound semiconductor having a specific crystal structure 
5 and a thin-film solar cell including the compound semiconductor. 

The compounds like CuFeSa having a chalcopyrite structure (a pyrite structure) have been known as l-m-Vl 2 com- 
pounds. A chalcopyrite structure belongs to the tetragonal system and has a unit cell which is two times as large as that 
of a zincblende structure. The chalcopyrite structure is known to be in the l?2d space group. Recently. l-m-VI 2 com- 
pounds have attracted considerable attention as a material for a solar cell (A. Rocket and R. W. Birkmire, J. Appl. Phys- 
io vol. 70 Na7p81]. 

The compound semiconductors having a band gap (Eg) between 1 eV and 1.8 eV can be used for a constituent 
element of a solar cell, of which CulnSe 2 is typical. The band gap of CulnSe 2 is about 1 eV. This is smaller than 1 .4 eV, 
which is the most suitable value for absorption of the sunlight. Therefore, the band gap of CulnSe 2 was tried to be 
increased to 1 .4 eV to improve the efficiency of a CulnSe 2 solar cell. For enlarging the band gap. CuGaSe 2 , which has 
is a larger band gap (Eg=1 .68eV), is usually added to make a solid solution with CulnSe 2 (Eg=1eV). 

However, although the band gap of the solid solution as shown by the formula of Cu( 1^^08^862 (Ospsl) is 
enlarged as Ga is added (as p increases), the conversion efficiency of the solar cell including a thin film of the solid solu- 
tion is not smoothly increased. After Ga reaches a certain amount, that is, p reaches about 0.2 or 0.3 in the above for- 
mula (Eg is about 1.15 eV), the efficiency of the solar cell does not increase and instead tends to decrease [H. W. 
20 Schock, MRS BULETIN, vol.18 No. 10 pp42-44]. The disorder of the crystal structure of 00(1^^08^)862 is believed to 
causeythe efficiency fall when the larger amounts of Ga are included. 

An object of the present invention is to provide a compound semiconductor having a band gap near the most suit- 
able one for the absorption of sunlight and a thin-film solar cell in which such a compound semiconductor is utilized. 
The above object of the. present invention is achieved in accordance with the present invention by a compound 
25 semiconductor having the crystal structure represented by the l*2m space group and the composition represented by 
the following formula: 

Cu 2 . 3 x(ln 1 .YOa Y )2 + x(Se 1 . 2 S z )4 (1). 

■ 

30 wherein 0<X<0.5, 0^Y^1 and 0^Z^0.5. 

It is preferable in the compound semiconductor that the crystal structure is a stannite structure. It is also preferable 
in the compound semiconductor that the crystal structure has the defects located in the position represented by a space 
group of I42m. It is preferable that the compound semiconductor is represented by the formula (1), wherein 0.28<X<0.4, 
0^Y^1 and 0^Z^0.5 (more preferably, 0.28<X<0.4. 0.2^Y^1 and O^Z^O.5). The compound semiconductor may have 

35 the band gap between about 1 .25 eV and about 1.9 eV, more preferably between about 1 .3 eV and about 1 .5 eV. 

In accordance with another aspect of the present invention, there is provided a thin-fiim solar cell comprising a 
compound semiconductor thin film having the crystal structure represented by the I42m space group and represented 
by the formula (1) as an absorbing layer for the sunlight. This thin-film solar cell may show a higher conversion effi- 
ciency, because the compound semiconductor of the present invention has a band gap which is about 0.25 eV larger 

40 than that of the corresponding solid solution having a chalcopyrite structure. A mixture of the compound semiconductor 
and another compound semiconductor like that having a chalcopyrite structure may be used as an absorbing layer. • 

In accordance with another aspect of the present invention, there is provided a thin-film solar cell comprising a 
compound semiconductor thin film as a buffer layer and another compound sedmiconductor thin film layer as an 
absorbing layer, wherein the compound semiconductor in the absorbing layer has a chalcopyrite structure and the com- 

45 pound semiconductor layer in the buffer layer has the crystal structure represented by the I42m space group and the 
composition represented by the formula (1). This thin-film solar cell may show a higher conversion efficiency, because 
the compound semiconductor of the present invention in the buffer layer has a similar lattice constant to that of the com- 
pound semiconductor in the absorbing layer having a chalcopyrite structure. As the compound semiconductor in the 
absorbing layer, the compound represented by the following formula can be used. 

50 

Cu(ln 1 .pGap)(Se 1 ^S q ) 2 (2), 

wherein O^psi and 0^q^0.5. 

This invention can be better understood from the following detailed description when read in conjunction with the 
55 drawings. 

Fig.1 is an X-ray diffraction pattern of a compound semiconductor of a preferred embodiment of the present inven- 
tion having the composition Cu 0 8 Jn 2 4 Se 4 . 

Fig.2 is a tracing of a convergent beam electron diffraction pattern of a compound semiconductor of a preferred 
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embodiment of the present invention having the composition Cu 0 8 ln2 4 Se 4 , when the electron beam is irradated along 
the c-axis. 

Fig.3 is a schematic perspective view of a stannic structure of a preferred embodiment of the present invention hav- 
ing the composition Cuo.eln2.4Se4. 

Example 1 

1 

The thin fflm represented by Cu 0 8 ln2 4 Se 4 was formed on a substrate composed of soda-lime silica glass by a 
multi-source vapor deposition method- The composition of the film corresponds to Cu 2 .3x(fn 1 -YGaY)2+x(Se 1 .zSz)4 

10 where X=0.4. Y=0 and Z=0. Each of Cu, In and Se was vaporized from its own source composed of the respective ele- 
ment while the substrate was kept at a temperature of 540 C° . According to the analysis by EPMA (X-ray microana- 
lyses, the obtained thin film was composed of Cuo.8ln2.4Se4, which is the same composition as planned. 

The obtained X-ray diffraction pattern as shown in Fig. 1 (the source of X-ray was Cu) was able to be indexed by 
the unit cell in the tetragonal system like CulnSe2 having a chalcopyrite structure. The obtained lattice constants are 

is a=0.5754 nm and c=1.1518 nm. However, the diffraction peaks like 110 and 114. which were not observed in Cu!nSe2 
having a chalcopyrite structure, were observed as seen in Fig.1. Therefore, the symmetry of the unit cell was investi- 
gated by a convergent beam electron diffraction method with a transmission electron microscope (TEM). When the 
electron beam was irradiated along the c-axis, the convergent beam electron diffraction pattern as shown in Rg.2 was 
obtained. The diffraction pattern shows the symmetry represented by p4mm. The 14 md space group to which a chal- 

20 copyrite structure belongs does not show the symmetry represented by p4mm but p4gm, observed along the c-axis. 

Analyzing the data of the X-ray diffraction pattern and the convergent beam electron diffraction pattern disclosed 
that the obtained thin film has a stannic structure and defects located in the position represented by the 14 2m space 
group (No. 121). 

The positions of atoms were confirmed by a Rietveld analysis using X-ray diffraction data as shown in Table 1. The 
25 stannic structure of Cuo.eln2.4Se4 is schematically shown in Fig. 3. 



so 
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Table 1 



1 — rr 

The positions of atoms of Cuo.5ln2.4Se4 obtained in Example 1 which has a 
stannic structure belonging to a space grpup of I42m (No. 121) 


Atom 


Site of atom 


Population 


X 


y 


z 


Cu 


2a 


0.8 


0 


0 


0 


In 


2b 


0.4 


0 


0 


0.5 


In 


4d 


1 


0 


0.5 


0.25 


Se 


8i 


1 


0.26 


0.26 


0.118 " 



40 The transmittance of the obtained thin film was measured to plot a graph which has an x-axis of photon energy (hv) 
and a y-axis of (ahv) 2 . The intercept of the x-axis showed that the band gap of the compound semiconductor was 1 .26 
eV, that is, about 0.25 eV larger than that of the corresponding compound CulnSe2 having a chalcopyrite structure. 

Example 2 

45 

The thin film represented by Cu 0 .8(l n o.8G a o.2)2.4Se4 was formed on the substrate by a multi-source vapor deposi- 
tion method. The composition of the thin film corresponds to Cu 2 .3xO n i.YG a Y)2+x(Sei-zSz)4 where X=0.4, Y=0.2 and 
Z=0. After a Mo film at a thickness of about 1 imrt was formed on a substrate composed of soda-lime silica glass, a U2O2 
film at a thickness of 50 nm was formed on the Mo film. Each of Cu, In, Ga and Se was vaporized from its own source 
50 composed of the respective element while the substrate was kept at a temperature of 550 C°. The analysis with a trans- 
mission electron microscope and by an X-ray diffraction method identified the crystal structure of the obtained thin film 
as a stannic structure. 

A thin-film solar cell having a layer structure of MgF 2 /ITO/ZnO/CdS/CIGS/Mo/glass was prepared, which includes 
the Cu 0 8 (ln 0 .8Ga 0 .2)2.4Se 4 thin film (CIGS thin film) obtained in Example 2 as an absorbing layer, the CdS thin film was 
55 formed by a chemical deposition method at a thickness of 50 nm, while the ZnO thin film and the ITO thin film were 
formed by a sputtering method at a thickness of 0.1 um. The MgF 2 film as an antiref lection layer was formed by an elec- 
tron beam vapor deposition method at a thickness of about 0.1 *im. The observed conversion efficiency of the solar cell 
was 17.3% (Vq^O.74 V, ^=30.8 A/cm 2 , FF=0.76) under the condition of AM=1.5 and 100 mW/cm 2 . The measurement 
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of the spectral sensitivity of the solar cell showed the long wave sensitivity different from that of a solar ceil including a 
Cu(lno s Gao.2)Se 2 having a chalcopyrite structure as an absorption layer, which made it obvious that the band gap of 
Cuo.sOno.sGso .2)2.4 Se 4 was about 0.25 eV larger than that of Cuflno.sQao ^Seg. 

■ 

5 Example 3 

The thin films represented by Cu 2 .3x0ni-YGaY)2+x(Sei-zSz)4 specif icafly shown in Table 2 were formed on a sub- 
strate composed of soda-lime silica glass by a multi-source vapor deposition method. Each of Cu, In, Ga and Se was 
vaporized from its own source composed of the respective element. The composition of each film was confirmed by 
w EPMA, while the crystal structure was confirmed by observing with a transmrttance electron microscope and a X-ray 
diffraction method. The band gap was confirmed by the light transmittance in the same way as described in Example 1. 
The compositions, the types of the crystal structures, and the values of the band gap are shown in Table 2. 



Table 2 , 





The compositions, the types of the crystal structures, and the values of the band gap of Cu^. 

3x(' n i-YGaY)24.x(Se 1 . 2 S 2 ) 4 obtained in Example 3 




Sample 


X 


Y 


Z 


Type of crystal structure 


Band gap (eV) 


20 


1 


o 


0 


0 


Pyrite 


1.01 




2 


0.1 


0 


0 


Stannite 


1.26 




3 


0.3 

• 


0 


0 


Stannite 


1.26 


25 


4 


0.4 


0 


0 


Stannite 


1.26 


5 


0.6 


0 


0 


(Layer structure) 






6 


0.4 


0.2 


0 


Stannite 


1.35 




7 


0.4 


0.4 


0 


Stannite 


1.45 


30 


8 


0.4 


0.6 


0 . 


Stannite 


1.57 




9 


0.4 


1.0 


0 


Stannite 


1.83 




10 


0.4 


0.2 


0.2 


Stannite 


1.43 


35 


11 


0.4 


0.2 


0.4 


Stannite 


1.50 




12 


0.4 


0.2 


0.6 


(Spinel structure) 





Example 4 

40 

The solid solution thin film represented by Cu(ln 0 .sGao.2)Se2 having a chalcopyrite structure was formed on a sub- 
strate at a thickness of 2 ^m by a multi-source vapor deposition method. The substrate was composed of soda-lime sil- 
ica glass on which a Mo thin film was formed at a thickness of 1 jim. Each of Cu, In, Ga and Se was vaporized from its 
own source composed of the respective element while the substrate was kept at a temperature of 550 C° . On the 

45 Cu(ln 0 8 Gao 2 )Se 2 film, a Cu 0 .8(' n o.8^ a o .2)2.4^64 thin film having a stannic structure was formed as a buffer layer at a 
thickness of 20 nm while the substrate was kept at a temperature of 300 C° . 

A thin-film solar cell having a layer structure of MgF 2 /ITO/ZnO/CdS/CIGS/Cu(!no.8Ga 02 )Se 2 /Mo/glass was pre- 
pared, which includes the Cuo.sOrio.eGao .2)2.4 Se 4 thin film (CIGS thin film) obtained Example 4 as a buffer layer for the 
Cu 0 8 (ln 0 8 Ga 0 ^)Se2 thin film as an absorbing layer. The CdS thin film was formed by a chemical deposition method at 

50 a thickness of 20 nm, while the ZnO thin film and the ITO thin film were formed by a sputtering method at a thickness 
of 0.2 jim. The MgF 2 film as an antiref lection layer was formed by an electron beam vapor deposition method at a thick- 
ness of about 0.1 jim. The observed conversion efficiency of the solar cell was 16.8% (Voc=0.65 V, Jsc=34.9 A/cm 2 , 
FF=0.74) under the condition of AM=1 .5 and 100 mW/cm 2 . 

55 Comparative example 

» 

A thin-film solar cell having a layer structure of MgF 2 /ITO/ZnO/CdS/Cu(ln 0 ^Ga^Se^o/glass was made, which 
has the same structure as the solar cell as described in Example 4 except that it does not have' a CIGS thin film as a 



4 



EP 0 828 299 A2 

» 

* 

buffer layer. Each method in forming thin films was the same as described in Example 4 and each thickness of the film 
was also the same. The observed conversion efficiency of the solar cell was 7.5% (Voc=0.45 V, Jsc=27.3 A/cm 2 , 
FF=0.61) in the condition of AM =1.5 and.100 mW/cm 2 . 

5 Claims ' • 

» 

* 

1. A compound semiconductor having a crystal structure represented by the I4*2m space group and a composition 
represented by the following formula: 

10 Cu 2 .3 X (ln 1 . Y Ga Y ) 2+ x(Se 1 . z S z )4, 
wherein 0<X<0.5, 0^Y=S1 and 0^Z^0.5. 



15 



20 



30 



» 



2. A compound semiconductor according to claim 1 . wherein the crystal structure is a stannite structure. 

■> 

3. A compound semiconductor according to claim 1 , wherein the crystal structure has the defects located in the posi- 
tion represented by the 1 42m space group. 

4. A compound semiconductor according to claim 1 , wherein the composition is represented by the following formula: 

Cu 2-3x( ,n i -YGa Y )2+x( Se vzSzta 
wherein 0.28<X<0.4. OsY=H and 0^Z^0.5. 

25 5. A compound semiconductor according to claim 1 , wherein the composition is represented by the following formula: 

Cu 2-3x( ,n 1-Y Ga Y>2+x( Se 1-Z S z)4. 

wherein 0.28<X<0.4. 0.2 ^Y^1 and 0^2^0.5. 



6. A compound semiconductor according to claim 1 , wherein the compound semiconductor has a band gap between 
1 .25 eV and 1 .9 eV. 



7. A thin-film solar cell comprising a compound semiconductor thin film as an absorbing layer, wherein the compound 
35 semiconductor has the crystal structure represented by the l42m space group and a composition represented by 

the following formula: 

* 

Cu 23x( ,n 1-Y Ga Y)2+x( Se 1-Z S 2)4. 

40 wherein 0<X<0.5. 0SY31 and 

> * 

8. A thin-film solar cell according to claim 7, wherein the crystal structure of the compound semiconductor is a stannite 
structure. 

45 9. A thin-film solar cell according to daim 7, wherein the crystal structure of the compound semiconductor has the 
defects located in the position represented by the I52m space group . 

10. A thin-film solar cell according to claim 7, wherein the composition of the compound semiconductor is represented 
by the following formula: 

so 

Cu 2-3x( ,n 1-Y Ga Y)2+x( Se 1-Z S z)4» 

« 

wherein 0.28<X<0.4, 0^Y§1 and O^Zso.5. 

55 11. A thin-film solar cell according to claim 7, wherein the composition of the compound semiconductor is represented 
by the following formula: 

Cu 2 .3x(ln 1 -YGayk+xCSe! -zSzk. 
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wherein 0.28<X<0.4, 0.2^ Y«1 and O^ZsiO.S. 

12. A thin-film solar cell according to claim 7, wherein the compound semiconductor has a band gap between 1 .25 eV 
and 1.9 eV. 

5 

1 3. A thin-film solar cell comprising a compound semiconductor thin film composed of a first compound semiconductor 
and a second compound semiconductor as an absorbing layer, wherein the second compound semiconductor has 
a chatcopyrite structure and the first compound semiconductor has a crystal structure represented by the l?2m 
space group and a composition represented by the following formula: 

10 

Cu 2 . 3X (ln 1 .YGaY)2+x(Se 1 . z S z )4. 

wherein 0<X<0.5. OS YS1 and 

75 14. A thin-film solar cell comprising a first compound semiconductor thin film as a buffer layer and a second compound 
semiconductor thin film as an absorbing layer, wherein the second compound semiconductor has a chalcopyrite 
structure and the first compound semiconductor has a crystal structure represented by the l42m space group and 
a composition represented by the following formula: 

20 Cu 2 .3x{lni-YGaY)2 + x(Se 1 . z S z )4, 

wherein 0<X<0.5. O^Ysi and O^Z^O.5. 

15. A thin-film solar cell according to claim 14, wherein the crystal structure of the first compound semiconductor is a 
25 stannite structure. 

* 

16. A thin-film solar cell according to claim 14, wherein the crystal structure of the first compound semiconductor has 
the defects located in the position represented by the I42m space group, 

30 17. A thin-film solar cell according to claim 14, wherein the composition of the first compound semiconductor is repre- 
sented by the following formula: 

Cu 2-3x( ,n 1-YGa Y ) 2+ x( Se 1-Z S z)4. 

35 wherein 0.28<X<0.4, O^YsM and O^Z^O.5. 

18. A thin-film solar cell according to claim 14, wherein the composition of the first compound semiconductor is repre- 
sented by the following formula: 

40 Cu 2 . 3 x(>ni-Y<3aY)2 + x(Se 1 . z S z )4, 
wherein 0.28<X<0.4, 0.2^Y^1 and 

19. A thin-film solar cell according to claim 14, wherein the first compound semiconductor, has a band gap between 
45 1 .25 eV and 1 .9 eV. 

20. A thin-film solar cell according to daim 1 4, wherein the composition of the second compound semiconductor is rep- 
resented by the following formula: 

so Cufln^GapKSe^Sq)* 
wherein 0£p^1 and 
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I n (including defects) 



Cu (including defects) 
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